mycosamine moiety. These blocks were assembled based upon the HMBCexperiment which showed long-range heteronuclear connectivities. Thus, the attachment of the blocks C-2~C-4 and C-6~C-10 to the C-5 keto group was revealed by H-4b/C-5 and H-6a/C-5 correlations.
The blocks C-6-C-10 and C-12~C-30 were linked via C-ll based upon the H-10b/C-ll and H-12b/C-ll con- NOV. 1995 nectivities.
The location of the lactone moiety resulted from the H-2/C-1 and H-27/C-1 correlations.
Finally, the placement of the glycosidic bond at C-17 resulted from H-T/C-17 connectivity. Thus, the gross structure of rimocidin was found to be identical to that reported earlier.
3)
The relative configuration of the fragment C-l 1~C-17 was assigned as follows. The conformation of the C-l 1~C-l5 hemiketal ring was derived from the scalar couplings Jx2a,i3, /1344 and /i4>i5, which were in a range from 10.5Hz to ll.0Hz. This pointed out the chair conformation of the hemiketal ring, which was supported by the H-12a/H-14 and H-13/H-15 ROE's. The antiperiplanar position of H-15 and H-16a was reflected by J15 16a= 10.0Hz, while gauche conformation of H-16a, H-16b and H-17 was revealed by /16a>17=2.8Hz and 16b,17=^.6Hz.
The conformation of the mycosaminyl substituent, which belongs to the D-series was, established earlier2), and results from the analysis of the vicinal coupling constants 72%3~3.6Hz, /3,4,=9.8Hz and /4, 5,=9.8
Hz. This pointed out the chair conformation of the mycosaminyl substituent with H-3', H-4' and H-5' in axial positions while H-2' was found to be equatorial. The axial position of H-l' and thereby the /^-configuration of the glycosidic bond was derived from H-T/H-3' and H-l'/H-5' ROE's. It should be mentioned that some ROE artefacts were observed in the ROESY spectrum of 2. These were defined as relays4) of which the formation pathway is given below the 
3.6 (2' ), 9.8 (4' ) 9.8 (3' ), 9.8 (5' ) 9.8 (4' ), 6.3 (6' Me) 6.3 (5' ) 18.0 (Gly-Hb) 18 .0 (Gly-Ha) 2"b, Me2", 4b 2"b, Me2", 3 2, 2"a, Me2" 2, 2"a, 2"b, 29ab 2"a, 4a 3, 4b, 22, 24 2, 4a, 6a, 6b 4b, 6b, 7b 4b, 6a, 7a, 8a 6b, 7b, 8a, 9, 22 6a, 7a, 8b 6b, 7a, 8b ROE's (Fig. 2) , allowed for the assignment of the absolute configuration of the C-ll~C-17 fragment as IIR, 13S,
The geometry of the three double bonds of the tetraene chromophore had been assigned as 18E, 20E and 24E based upon the vicinal coupling constants Jx8>19 = 15.7
Hz, /202i=15.2Hz and /2425=15.0Hz. The vicinal coupling constant /22,23 could not be measured due to the very small differences in chemical shifts of the H-21, H-22 and H-23. Thus, the geometry of the remaining double bond was proven indirectly. It was assumed that the geometry of the double bond between C-22 and C-23 was E. In the case 13C resonances of C-21 and C-24 would have been shifted by 5 ppm up field due to strong y-shielding effect, as it was observed for vacidin A.5) The 13C chemical shifts of C-21 and C-24 were observed at 132.10ppm and 133.73 ppm, respectively, which denied 22Z geometry. Thus, the all-trans geometry was assigned for the rimocidin tetraene chromophore. The spatial allocation of the C-ll~C-15 hemiketal ring in relation to the tetraene chromophore plane (Fig.  2) was defined by H-15/H-18 and H-17/H-19 ROE's.
Thus, the C-10, as an equatorial substituent of the hemiketal ring, is driven above the tetraene chromophore plane. The H-10b/H-12b ROE associated with /9>i0b= 10.8 Hz and H-9/H-18 ROE determined the S configuration at C-9. The coupling pattern within the C-6~C-8 fragment combined with H-7a/H-9, H-7a/H-22 and H-6b/H-8a ROE's (Fig. 2) pointed out the conformation of this fragment and thereby allocated H-6a and H-6b.
Consequently, the configuration of the C-2~C-4 fragment was correlated with that of C-6~C-10 based upon the H-4b/H-6a, H-4b/H-6b and H-4a/H-22 ROE's. Thus the scalar couplings, /2 3= 10.8Hz and /3 4b= 10. 5 Hz, along with H-2/H-4b ROEallowed us to assign the abolute configuration at C-2 and C-3 as 2S and 3R.
Finally, the absolute configuration at C-27, establish- The diagnostic ROE's are depicted as bidirectional arrows. HSQCand HMBCspectra were performed with pulse field gradients. The HSQCspectrum was acquired in phase sensitive modewith broadband decoupling. The spectral windows for *H and 13C axes were 4646.3Hz 1D-TOCSYspectra were acquired with tophat shaped pulse adjusted to 10 Hz selectivity. The mixing time was 80ms. Digital resolution was 0.4Hz.
